The utilization of used crosslinked functional polymers (CFP) applied as sorbents or ion-exchangers is a great challenge arising from the need to protect the environment. In this paper we report a very promising way of obtaining carbon/magnetic composites based on metal (Co 2+ ; Ni 2+ ; Fe 3+ ) derivatives of butadiene rubber-based phosphorus-containing polymer, which were treated as the model used CFP. We proposed a facile one-step thermal degradation approach to transform used CFP into carbon/magnetic composites (CMC). The obtained CMCs contained a mixture of metal phosphates and metal phosphides that exhibited strong magnetic properties due to the presence of nanosized metal derivatives with diameters of 100-140 nm. Structural and morphological changes of CFP and CMC after thermal degradation were investigated by the FTIR technique, X-ray Diffraction analysis, Scanning Electron Microscope, and Atomic Force Microscope-Magnetic Force Microscope. Moreover, thermal degradation kinetics parameters were determined to optimize the efficiency of the process.
Introduction
Crosslinked functional polymers (CFP) as sorbents and ion-exchange resins have been widely used in the production of demineralized and deionized water [1] , boiler feed water in high pressure steam generators [2] , in the treatment of waste water originating from the plating industry or nuclear power stations [3] [4] [5] , and as solid acid catalysts applied for metal separation from aqueous solutions [6] .
Materials and Methods

Materials
Phosphorus-containing polymer (PhCP) in the hydrogen form as a starting material was synthesized via oxidative chlorophosphorylation reaction of butadiene rubber using the method described before [33] .
The corresponding metals salts (Co(NO 3 ) 2 ·6H 2 O; Ni(NO 3 ) 2 ·6H 2 O; and FeCl 3 ·6H 2 O) were used for preparing metal forms of PhCP. All salts were chemically pure (p.a.) and purchased from Gorex Analyt GmbH.
Preparation of PhCP Metal Forms
The metal forms of the PhCP were prepared by mixing of PhCP (0.3 g) with 90 ml of water solutions of corresponding metal salts (10 mM). Mixtures were left for shaking in a temperature-controlled shaker for 12 h at room temperature. Afterwards, the dark brown powder was filtered and dried in the air at room temperature (RT). The metal concentration in solutions before and after adsorption was controlled by means of atomic emission spectroscopy (Optima 2100 DV, Perkin Elmer, Waltham, MA, USA).
Fourier Transform Infrared (FTIR) Spectroscopy Analysis
The PhCP and all metal derivatives were characterized by FTIR using a Nicolet iS10 FTIR spectrometer (Thermo Fisher Scientific, Waltham, MA, USA) with ATR accessory (SMART iTX, Thermo Fisher Scientific). All samples were analyzed after vacuum drying. The obtained spectra were baseline corrected and normalized using Omnic v9.0 software (Thermo Fisher Scientific).
Thermal Degradation (TD)-Preparation of Carbon/Magnetic Composites
TD was performed on NETZSCH TG 209/cell Thermal Analysis System (Netzsch, Selb, Germany) working in the temperature range between 20 and 850 • C using Al 2 O 3 crucibles. TD process for the carbon materials (CM) and carbon/magnetic composites (CMC) for granulated samples (the mass of each sample was equal to 10.16 ± 0.27 mg) was carried out in a synthetic air flow (35 mL·min −1 ) with heating rate of 1 K·min −1 . Moreover kinetic analysis was performed at four different heating rates (β = 5, 10, 15, and 20 K·min −1 ). The results of TD processes were shown as thermo-gravimetric/differential gravimetric (TG/DTG) curves.
SEM Measurements
Scanning Electron Microscopy (SEM) images were obtained using Phenom Pro microscope (Phenom World, Eindhoven, The Netherlands) with backscattered detector and an operation voltage of 10 kV. Samples were not coated with a gold or carbon layer before imaging.
X-ray Diffraction (XRD) Study
X-ray diffraction experiment were performed with a Siemens D5000 diffractometer (Siemens AG, Munich, Germany) at RT equipped with CuK α source and a rear graphite monochromator. The samples were placed on a glass substrate and fixed at the table of the goniometer. The diffraction patterns obtained were analyzed with the X'Pert Highscore Plus software (Malvern Panalytical, Worcestershire, UK) in order to identify the crystallographic phases present in the studied materials.
Atomic Force Microscopy (AFM) and Magnetic Force Microscopy (MFM) Measurements
Atomic Force Microscopy (AFM) images were obtained with Dimension Icon atomic force microscope (Bruker, Santa Barbara, CA) working in the air in the Tapping mode. Magnetic Force Microscopy (MFM) images were acquired using the same microscope working in the lift mode. In all MFM measurements standard silicon cantilevers with Co/Cr coating with a nominal spring constant of 2 N/m were used. Before scanning the cantilevers, they were magnetized with a small magnet. All MFM phase images were taken with the lift (surface-tip distance) of 250 nm.
Results
The metal derivatives of butadiene rubber-based PhCP were chosen as the model systems of used CFP. PhCP material presented in this paper was characterized before in our previous works [33] [34] [35] using solid state NMR, FTIR spectroscopy, elemental analysis, cation-exchange capacity measurement, potentiometric titration, and SEM analysis. The general characteristics of PhCP is presented in Table 1 . The cross-linked structure of PhCP implies its insolubility in both aqueous solutions and organic solvents. The porous structure and the presence of the main functional groups promotes the efficient sorption of metal ions (Co 2+ ; Ni 2+ ; Fe 3+ ). We propose the usage of an efficient one-step thermal degradation process to transform used CFP into carbon/magnetic composites (CMC), which is schematically shown in Scheme 1. The amounts of the adsorbed metal additives in the PhCP were determined to be equal to 122 mg/g for Co 2+ , 130 mg/g for Ni 2+ and 95 mg/g for Fe 3+ . Involvement of functional groups of PhCP in the adsorption of metal ions was confirmed by FTIR spectroscopy (Figure 1 ). The metal derivatives of PhCP were subjected to a standard thermal degradation process (TD) (Figure 2 
FTIR Spectra of PhCP and Its Metal Derivatives
The FTIR spectra of the PhCP and all metal derivatives are shown in Figure 1 . In the spectrum of native PhCP ( Figure 1A ) the IR bands in the region of 1200-1150 cm −1 can be assigned to -P=O group vibrations, while the bands slightly below 3000 cm −1 (C-H stretching vibration) and at about 1446 cm −1 (C-H bending vibrations) to C-H vibrations of polymer main chains. The band at about 3394 cm −1 is attributed to OH vibration in -PO(OH) 2 groups. IR band at 986 cm −1 , corresponds to C-O-P bond and indicates attachment of -PO(OH) 2 groups to the polymer chains [20, 33] . Mutual comparison of the bare PhCP and its metal forms (see Figure 1B -D) revealed some differences in the region between 800-1200 cm −1 . IR bands in the range of 1000-800 cm −1 are slightly shifted towards shorter wavenumbers indicating formation of -P(O)(OH)O − anions. Furthermore, absorption of P=O groups seems to be more pronounced (1158 cm −1 ). All these changes indicate ion-coordination interaction of metal ions with the polymer functional groups, which is characteristic for the other polymers with similar functional groups ( [36, 37] ). 
TD of the PhCP and Its Metal Forms (Co-PhCP, Fe-PhCP and Ni-PhCP)
TG/DTG curves of the PhCP and all metal derivatives (Co-PhCP, Fe-PhCP, and Ni-PhCP), indicating the degradation stages and weight losses were are shown in Figure 2 . The degradation of the samples proceeds in three stages, irrespective to its ion forms (H + or Me n+ ). Moreover the degradation temperatures characteristic for the studied derivatives are different that is common for phosphorus-containing polymers [36] [37] [38] . The characteristic temperature of the first stage is situated in the range between 36 and 105 • C and the weight loss is varied around 4.2 wt.% for the PhCP. Weight loss at this stage is caused by the elimination of physically-adsorbed water incorporated inside the pores and water hydrogen-bonded with the functional groups. The first stages for degradation of the metal derivatives of PhCP were recorded in relatively wide temperature ranges (36- 6 −x ] n+ complexes in water solutions and they are able to be adsorbed in the same form [39] . Thus, in the metal forms of PhCP water content seems to be bigger than in the parent PhCP. Moreover, the results show that the weight loss differ among the samples: Co-PhCP (8.4%); Fe-PhCP (5.3%); and Ni-PhCP (9.2%), which is caused by different amounts of adsorbed metal ions in the polymer structures. The second decomposition stages are characterized by a very large changes in TG curve slopes and a great weight loss for all the samples. The weight losses of the metal derivatives of PhCP are lower than for the native form of PhCP. The second stage is based on dehydratation and anhydridization processes of phosphonate and phosphate groups and elimination of hydrochloride from the polymer structure. The HCl released in the decomposition process may react with metal ions to form metal chlorides and finally release them from the structure. The third weight loss occurs above 300 • C and is characterized by a very sharp change on TG curve slopes. The weight loss has increased to the level of 35-42% and can be attributed to the elimination of the side groups from the polymeric chains, random depolymerization, and detachment of large organic molecules formed in the second stage. In the third stage all processes characteristic of a high temperature degradation like cracking and gasification occur as well. The obtained results show that metals derivatives of PhCP lose their weight relatively more efficiently than native PhCP. This can be explained by the fact that in a wide temperature range the metal ions incorporated into polymeric matrix will be already present in the oxide form, which shows the catalytic effect during the degradation process. Finally, the residuals of metal derivatives of PhCP after TD were specified as CMC. 
TD Kinetics of the PhCP and Its Metal Derivatives
According to non-isothermal kinetic theory, thermal degradation of polymers can be described by the following function:
where f (α) is a differential expression of a kinetic model function, α is a fractional mass loss, β is a heating rate, E a is an activation energy, A is a pre-exponential factor for a given decomposition reaction, and T is temperature, and R is the general gas constant. The fractional mass loss ranges from 0 and 1 and expresses the reaction progress as a function of time or temperature. For non-isothermal TG analysis, the fractional mass loss at any time is equal to:
where m 0 is the initial sample weight, m T is the sample weight at temperature T, and m ∞ is the final sample weight. In this study, Ozawa-Flynn-Wall (OFW) ( [40] [41] [42] and Friedman [43] methods were applied to explain the thermal degradation, by obtaining the activation energy and pre-exponential factor for the thermal degradation of each sample. The kinetic parameters were calculated using a Netzsch Thermokinetics Software (Netzsch, Selb, Germany) [44] . The mean values of E a and A for the four samples are presented in Table 2 . Kinetic parameters for the first degradation stage were calculated by the two methods and the values are approximately similar for all samples. The overall E a of the first degradation stage varied between 60.0 and 75.0 kJ·mol −1 . Kinetic parameters values of the second thermal degradation stage are higher than for the previous stage. The third stage is characterized by highest values of E a that are 20-50 kJ·mol −1 higher for the metals derivatives than for bare PhCP. It clearly indicates that the presence of metal compounds is caused by the difficulties with removing the decomposition products from the reaction medium strongly influences E a values.
The third parameter of the kinetic triplet is reaction order, which was calculated from the results of the Friedman method. The reaction order was calculated using derivations from Equations (1) and (3) [45] .
The results are listed in Table 3 . Table 3 . Reaction order obtained by Friedman method for PhCP and all metal forms (Co-PhCP, Fe-PhCP, and Ni-PhCP).
Samples
Step I
Step II
Step III As it can be seen in Table 3 , the reaction orders were higher than 2.5 for the second step demonstrating that the mechanism of the thermal degradation was complex.
During the thermal degradation process significant change associated with structure of the samples takes place in the second and third stages. Therefore, to have a more complete image of the thermal behavior of the studied samples, the variations of E a vs α (fractional mass loss) during the second and the third degradation stages were plotted in Figure 3 . The shape of the E a -α plot in Figure 3A made us suppose that during the second stage increasing the temperature causes the continuous changes of the E a. These results also show that the E a -α plot for the metal derivatives is a little bit different than the corresponding plot for PhCP. The E a variations vs. α for samples, which take place in the third degradation stages are plotted in Figure 3B . The E a values change non-linearly with α parameter indicating variations in the degradation pathways. At this degradation stage, the decrease of E a (in some ranges of α) could also be caused by the loss of the degraded compounds formed by the detachment of the functional groups from the polymeric matrix. This variation of E a , characterized by a strong increases or decreases as a function of α, could be assigned either to some competitive processes or to the depolymerization in non-stationary conditions. Finally, by comparison of the E a -α plots obtaining two different methods, almost similar behavior in the second and the third stage was observed. That means that either the differential of Friedman or the integral method of OFW can provide a satisfactory mathematical approach to establish the kinetic parameters for the thermal degradation process.
Structural Characteristics of the Carbon Material and Carbon/Magnetic Composites
FT-IR spectra of CM and CMCs (Co-CMC; Fe-CMC, Ni-CMC) were shown in Figure 4 . The IR spectrum of CM strongly revealed reduced absorption from organic-based compounds ( Figure 4A ) as the most intense bands lay below 1400 cm −1 and correspond to P-O, P=O, P-O-P and C-O-C groups. According to the literature, strong absorption in the mentioned region corresponds to oxidized carbons [46] , carbons activated with phosphoric acid [47, 48] , as well as phosphorus and phosphor carbonaceous compounds. It means that PhCP after TD process is almost completely decomposed with residual phosphorus and phospho-carbonaceous compounds. In the case of CMC, practically no bands assigned to organic-based compounds/groups could be observed (Figure 4B-D) . It seems that decomposition of those samples proceeded better than for CM as only IR bands assigned to inorganic compounds were detected (the bands below 1400 cm −1 ). The above mentioned bands are distinctly separated from each other due to the different strength of the bonds between metals and various phosphorus oxide anions [P x O y ] n− [49, 50] . X-ray diffraction (XRD) measurements were taken for interpretation of phase and structure composition of the obtained CMC (Figure 6 ). It can be seen that XRD pattern of Ni-CMC and Co-CMC contain a large number of well-resolved peaks. Analysis performed using X'Pert software revealed that the composites are of a multiphase character. The main crystalline phases present in Ni-CMC and Co-CMC were specified as: Nickel phosphate Ni(PO 3 ) 2 , dinickel phosphide Ni 2 P, dinickelcyclo-tetraphosphate Ni 2 (P 4 O 12 ), cobalt phosphate Co(PO 3 ) 2 , and cobalt phosphide CoP, respectively. These differences between composites (Ni-CMC and Co-CMC) could be explained by the amount of metal ions in the initial functional polymers. As mentioned above, the amount of metal ions in the Ni-PhCP was greater than in the Co-PhCP. It may partially explain the fact that in the corresponding composite (Ni-CMC) three phases were identified whereas there are only two phases in the Co-CMC. Furthermore, it should be noted that dehydration and reduction reactions of phosphorus-containing functional groups (see Table 1 ) are responsible for the formation of the metal-phosphorus compounds. The semiquantitative analysis showed that the composition of Ni-CMC and Co-CMC are as follows: 50%-Ni(PO 3 ) 2 , 12%-Ni 2 P, 39%-Ni 2 (P 4 O 12 ); 76%-Co(PO 3 ) 2 , and 24%-CoP. Table 4 lists the crystallographic parameters of the identified compounds in the Ni-CMC and Co-CMC. It can be noticed that the respective parameters for phosphides and phosphates of the corresponding metals are close. In the XRD pattern of Fe-CMC broad bands in the range 39-48 • and 20-35 • can be noticed as well ( Figure 6 ). The pattern also revealed strong diffraction peak at 2θ: 50 • and peak at 2θ: 29 • and 90 • , but other peaks were not well resolved. The analysis and pattern matching can be difficult due to the quality of the diffractogram with a low signal to noise ratio that is probably related to a very low amount of iron in the composite. In general, this sample probably also contains phosphates (iron phosphates), but this requires further confirmation and additional experiments.
AFM-MFM Characteristics of the CM and CMCs
MFM was used to confirm magnetic properties of the obtained composites. The microscope worked in the interleave mode which allowed to obtain AFM topography, phase image, and MFM magnetic phase image form exactly the same spots on the sample. All samples with carbon/magnetic composites, which are shown in AFM images reveal signal on the MFM phase image as well. This situation occurs only when samples posses a magnetic domains, which are able to interact with magnetized tip. That clearly suggest that the investigated samples exhibit relatively strong magnetic properties. AFM images taken for the Fe-CMC, Co-CMC, and Ni-CMC are shown in Figure 7 . Moreover AFM technique was used to measure the average size of nanoparticles: Fe-CMC-138 ± 8 nm, Co-CMC-112 ± 14 nm, and Ni-CMC-123 ± 16 nm. 
Conclusions
Metal derivatives of butadiene rubber-based phosphorus-containing polymer (Fe-PhCP, Co-PhCP, and Ni-PhCP) were investigated as models of used crosslinked functional polymers (CFP). They were used as precursors for preparation of carbon/magnetic composites by a facile TD process. Moreover thermal behavior of Fe-PhCP, Co-PhCP, Ni-PhCP, and kinetic analysis of the TD were presented. We confirmed that degradation of the PhCP samples proceeds in three stages. The values of weight losses and kinetic parameters of the samples differ between native PhCP to all metal derivatives. A structural and morphological changes of PhCP with all metal derivatives and carbon/magnetic composites (CMC) formed after the thermal degradation were confirmed by FTIR technique. Moreover SEM analysis showed that the presence of metal-containing compounds lead to heterogenization of surfaces. XRD measurements were used to characterize the phase composition and structure of the obtained CMC. The semiquantitative analysis showed that the composition of Ni-CMC and Co-CMC reaches 50% for Ni(PO 3 ) 2 , 12% for Ni 2 P, 39% for Ni 2 (P 4 O 12 ); 76% for Co(PO 3 ) 2 , and 24% for CoP. The differences of multiphase character of composites (Ni-CMC and Co-CMC) could be explained by the variation in the amount of metal ions in the initial functional polymers. Unfortunately, due to a very low amount of iron in the Fe-CMC samples, the XRD pattern showed only a very weak signal. AFM-MFM analyses of the samples showed that the composites have a strong magnetic properties. Thus, the offered approach is an environment-friendly and resource saving application of used CFP treatment methods. Our approach allowed us to obtain promising carbon/magnetic materials and might be useful for solving problems associated with used functional polymers. 
